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(54) Electroconductive resin composition, its use as fuel cell separator and process for

production thereof

(57) The present invention provides: an electrocon-

ductive resin composition comprising:

(A) a liquid crystal polyester resin capable of form-

ing an anisotropic melt phase, in an amount of 1 00

parts by weight,

(B) a carbodiimide compound in an amount of 0.01

to 30 parts by weight,

(C) an electroconductive carbon powder in an

amount of 50 to 3,000 parts by weight, and

(D) a filler in an amount of 0 to 10,000 parts by

weight;

a fuel cell separator made of the above electroconduc-

tive resin composition; a process for producing the

t— above fuel cell separator; and a solid polymer type fuel

^ cell using the above fuel cell separator.

qq The electroconductive resin composition alleviates

^ th problems of the prior art, can be mass-produced,O and is superior in high temperature resistance and

O) hydrolysis resistance.
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EP 1 059 348 A1

Description

Background of the Invention

s 1 . Held of the Invention

[0001] The present invention relates to an electroconductive resin composition, fuel cell separator made of said

electroconductive resin composition, process for production of said fuel cell separator, and solid polymer type fuel cell

using said fuel cell separator.

10

2. Description of the Prior Art

[0002] In fuel cells, one pair of electrodes are contacted with each other via an electrolyte; a fuel is fed into one of

the electrodes and an oxidizing agent is fed to the other electrode; the fuel is oxidized electrochemicalty; thereby, a

15 chemical energy is converted directly into an electrical energy. Such fuel cells have various types depending upon the

kind of the electrolyte used therein. In recent years, attention has been paid to a solid polymer type fuel cell using a solid

polymer electrolyte membrane, which is a fuel cell capable of generating a high output.

[0003] In such a solid polymer type fuel cell, a hydrogen gas (which is a fluid) is fed to the fuel electrode and an

oxygen gas (which is also a fluid) is fed to the oxidizing agent electrode, and an electric current is taken out from an

20 external circuit. In the individual electrodes, the following reactions take place.

Fuel cell electrode

[0004]

25

H2 ->2hP + 2e- (1)

Oxidizing agent electrode

30 [0005]

2H+ + 2e" + (1/2)02 -> H20 (2)

[0006] Hydrogen (H2) becomes proton (H+) on the fuel cell electrode, and this proton moves onto the oxidizing

35 agent electrode through a solid polymer electrolyte membrane and reacts with oxygen (Oa) on the oxidizing agent elec-

trode, generating water (H20). Therefore, in operating a solid polymer type fuel cell, it is necessary to feed and dis-

charge reactant gases and take out the electricity generated. Further in the solid polymer type fuel cell, it is necessary

to manage and feed water to the fuel electrode and discharge water from the oxidizing agent electrode, because the

fuel cell is designed to be operated ordinarily in a wet atmosphere of room temperature to 120°C and water is inevitably

40 handled in a liquid state.

[0007] Of the components constituting a fuel cell, the separator functions so as to prevent a fuel gas, an oxidizing

agent gas and cooling water (all flowing in the fuel cell) from mixing with each other, and is required to have gas barrier

property, electrical conductivity, corrosion resistance, etc.

[0008] As the separator for solid polymer type fuel cell, there have been proposed various types which are advan-

45 tageous in productivity and cost They are made of a carbon composite material using, as a binder, a thermoplastic

resin or a thermosetting resin. For example, a separator using a thermosetting resin as a binder is described in JP-A-

55-01 9938, and a separator using a thermoplastic resin (e.g. polypropylene or nylon) as a binder is described in JP-A-

57-61 752 and JP-A-57-61 7521

.

[0009] Separators made of a carbon composite material using a thermoplastic or thermosetting resin as a binder,

so however, as compared with conventional separators produced by machining of graphite sheet, have had problems in

high temperature resistance and hydrolysis resistance although they are superior in productivity and cost.

Summary of the Invention

55 [0010] The main object of the present invention is to provide an electroconductive resin composition which allevi-

ates the above-mentioned problems of the prior art, can be mass-produced, and is superior in high temperature resist-

ance and hydrolysis resistance.

[0011] The present inventor made a study on electroconductive resin compositions low in resistivity and high in

2
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mechanical strength. As a result, itwas found out that by adding, to an electroconductive carbon powder, a binder which

is a resin composition comprising a liquid crystal polyester (LCP) and a carbodiimide compound, the resulting electro-

conductive composite material is improved in water resistance of LCP (the LCP water resistance has been a problem

in the prior art), has a low resistivity, and is improved in mechanical strength and gas barrier property. This finding has

5 led to the completion of the present invention.

[0012] The present invention provides:

an electroconductive resin composition comprising:

w (A) a liquid crystal polyester resin capable of forming an anisotropic melt phase, in an amount of 1 00 parts by

weight,

(B) a carbodiimide compound in an amount of 0.01 to 30 parts by weight,

(C) an electroconductive carbon powder in an amount of 50 to 3,000 parts by weight, and

(D) a filler in an amount of 0 to 1 0,000 parts by weight;

15

a fuel cell separator made of the above electroconductive resin composition;

a process for producing the above fuel cell separator; and

20 a solid polymer type fuel cell using the above fuel cell separator.

Detailed Description of the Invention

[0013] The present invention is described in detail below.

25 [0014] The liquid crystal polyester used as the component (A) in the present invention is a polyester called a ther-

motropic liquid crystal polymer and is capable of forming an anisotropic melt phase. In the present invention, there is

used, in particular, a liquid crystal polyester which shows no deformation in the form of a composition when placed in

the operating conditions of solid polymer type fuel cell and which has a heat deformation temperature of 80°C or more,

preferably 80 to 400°C, more preferably 120 to 350°C.

30 [001 5] As the liquid crystal polyester used in the present invention, there can be specifically mentioned (i) a reaction

product of an aromatic dicarboxylic acid and an aromatic hydroxycarboxylic acid, (ii) a reaction product of different aro-

matic hydroxycarboxylic acids, (iii) a reaction product of an aromatic dicarboxylic acid and an aromatic diol and (iv) a

reaction product of a polyester (e.g. polyethylene terephthalate) and an aromatic hydroxycarboxylic acid. Incidentally,

the above aromatic dicarboxylic acid or aromatic diol or aromatic hydroxycarboxylic acid may be replaced by an ester-

35 forming derivative thereof.

[0016] The repeating structural unit of the liquid crystal polyester can be exemplified by the followings, but is not

restricted thereto.

3
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Repeating structural units derived from aromatic hydroxvcarboxvlic add

[0017]

[0018] In the above, X is a halogen atom, an allyl group or an alkyl group (the same applies hereinafter).
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Repeating structural units derived from aromatic d'tcarboxvlic add

[0019]

5
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[0021 ] The liquid crystal polyester preferably contains at least 30 mole % of a repeating structural unit derived from

aromatic hydroxycarboxylic acid, in view of the balance of heat resistance, mechanical prop rty and processability.

[0022] The carbodiimide compound used as the component (B) in the present invention is a compound having at

least one carbodiimid group (-N=C=N-) in the molecule, and is a monocarbodiimide compound represented by the fol-

5 lowing formula:

R-N=C=N-R

or a polycarbodiimide compound represented by the following formula:

10

(-R-N=C=N-)n

wherein R has at least one carbon atom and n is an integer of 2 or more.

[0023] As the monocarbodiimide compound, there can be used those synthesized by a well known method. It can

is be synthesized, for example, by subjecting an isocyanate to decarboxylation and condensation at a temperature of

about 70°C or higher in a solvent-free state or in an inert solvent, using, as a carbodiimidization catalyst, 3-methyl-1-

phenyl-2-phosphorene-1 -oxide.

[0024] As specific examples of the monocarbodiimide compound, there can be mentioned dicyclohexylcarbodiim-

ide, diisopropylcarbodiimide, dimethylcarbodiimide, diisobutylcarbodiimide, dioctylcarbodiimide, t-butylisopropylcarbod-

20 limide, diphenylcarbodiimide, di-t-butylcarbodiimide and di-p-naphthylcarbodiimide. Of these, preferred are

dicyclohexylcarbodiimide and diisopropylcarbodiimide for their high industrial availability.

[0025] The polycarbodiimide can be produced by various methods. Fundamentally, it can be produced by conven-

tional methods for polycarbodiimide production, described in U.S. Patent No. 2941956; JP-B-47-33279; J. Org. Chem.,

28, 2069-2075 (1 963); and Chemical Review 1 981 , Vol. 81 , No. 4, pp. 61 9-621 . Specifically, it can be produced by sub-

25 jecting an organic diisocyanate to decarboxylation and condensation to synthesize an isocyanate-terminated polycar-

bodiimide.

[0026] The organic diisocyanate used as a raw material in the above method for production of polycarbodiimide

compound, can be, for example, an aromatic diisocyanate, an aliphatic diisocyanate, an alicyclic diisocyanate or a mix-

ture thereof. Specific examples of the organic diisocyanate are 1 ,5-naphthalene diisocyanate, 4,4'-diphenylmethane

30 diisocyanate, 4,4'-diphenyldimethylmethane diisocyanate, 1 ,3-phenylene diisocyanate, 1 ,4-phenylene diisocyanate,

2,4-tolylene diisocyanate, 2,6-tolylene diisocyanate, a mixture of 2,4-tolylene diisocyanate and 2,6-torylene diisocy-

anate, hexamethylene diisocyanate, cyclohexane-1 ,4-diisocyanate, xyiylene diisocyanate, isophorone diisocyanate,

dicyclohexylmethane-M'-diisocyanate, methylcyclohexane diisocyanate, tetramethylxylylene diisocyanate, 2,6-diiso-

propylphenyl isocyanate and 1,3,5-triisopropylbenzene-2,4-diisocyanate.

35 [0027] In the above production of a polycarbodiimide compound from an organic diisocyanate, the polycarbodiim-

ide compound obtained may have an appropriately controlled polymerization degree by using a compound (e.g. a

monoisocyanate) capable of reacting with the terminal isocyanate of polycarbodiimide.

[0028] As the monoisocyanate capable of blocking the terminal of polycarbodiimide to allow the final polycarbodi-

imide to have an appropriately controlled polymerization degree, there can be mentioned, for example, phenyl isocy-

40 anate, tolyl isocyanate, dimethylphenyl isocyanate, cyclohexyl isocyanate, butyl isocyanate and naphthyl isocyanate.

[0029] As other compounds capable of blocking the terminal of polycarbodiimide, there can be used active hydro-

gen compounds capable of reacting with the terminal isocyanate of polycarbodiimide. They are aliphatic, aromatic or

alicyclic compounds such as -OH group-containing compounds (e.g. methanol, ethanol, phenol, cyclohexanol, N-meth-

ylethanolamine, polyethylene glycol monomethyl ether and polypropylene glycol monomethyl ether), =NH group-con-

45 taining compounds (e.g. diethylamine and dicyclohexylamine), -NH2 group-containing compounds (e.g. butylamine and

cyclohexylamine), -COOH group-containing compounds (e.g. succinic acid, benzoic acid and cyclohexanoic acid), -SH

group-containing compounds (e.g. ethylmercaptan, allylmercaptan and thiophenol), epoxy group-containing com-

pounds and the like.

[0030] The decarboxylation and condensation of an organic diisocyanate proceeds in the presence of a carbodii-

50 midization catalyst As the catalyst, there can be used phosphorene oxides such as 1 -phenyl-2-phosphorene-1 -oxide,

3-methyM-phenyl-2-phosphorene-1 -oxide, 1 -ethyl-2-phosphorene-1 -oxide, 3-methyl-2-phosphorene-1 -oxide, 3-phos-

phorene isomers thereof and the like. Of these, preferred is 3-methyl-1 -phenyl-2-phosphorene-1 -oxide for the reactivity.

[0031] As the electroconductive carbon powder used as the component (C) in the present invention, there can be

mentioned powders of scaly graphite, lumpy graphite, acetylene black, carbon black, Ketjen Black, expanded graphite

55 and artificial graphite. The average particle diameter of the powder can be in a range of 10 nm to 1 00 ujti, preferably 5

to 80 urn.

[0032] The filler us d as th component (D) in the present invention can be a fibrous organic or inorganic filler. Spe-

cific examples thereof can b a glass fiber, a silica glass fiber, an alumina fiber, a silicon carbide fiber, a ceramic fiber,

7
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an asbestos fiber, a gypsum fiber and a metal fiber.

[0033] The filler may also be a particulate organic or inorganic filler. Specific examples thereof can be silicates such

as wollastonite, sericite, kaolin, mica, clay, bentonite, asbestos, talc, aluminosilicate and the like; metal oxides such as

alumina, silicon oxide, magnesium oxide, zirconium oxide, titanium oxide and the like; carbonates such as calcium car-

bonate, magnesium carbonate, dolomite and the like; sulfates such as calcium sulfate, barium sulfate and the like; glass

beads; boron nitride; silicon carbide; saloyan; and silica. These fillers may be hollow or porous.

[0034] These reinforcing agents may beforehand be treated with an ordinary surface-treating agent such as silane

coupling agent, carbodiimide, various emulsions or the like, in order to have a higher adhesion to the LCP which is a

binder.

[0035] In the electroconductive resin composition of the present invention comprising the above-explained compo-

nents (A) to (D), the amount ratio of each component is as follows.

(A) A liquid crystal polyester resin capable of forming an anisotropic melt phase: 100 parts by weight

(B) A carbodiimide compound: 0.01 to 30 parts by weight, preferably 0.5 to 5 parts by weight

(C) An electroconductive carbon powder: 50 to 3,000 parts by weight, preferably 100 to 2,000 parts by weight

(D) A filler: 0 to 1 0,000 parts by weight

[0036] When the amount of the component (B) is 0.01 part by weight or more, particularly 0.5 part by weight or

more, the resulting fuel cell separator can have improved hydrolysis resistance and gas barrier property. When the

amount is 30 parts by weight or less, particularly 5 parts by weight or less, the resulting separator can have low electri-

cal resistance required for separator.

[0037] When the amount of the component (C) is 50 parts by weight or more, the resulting separator can have low

electrical resistance. When the amount is 3,000 parts by weight or less, the resulting separator can have good mechan-

ical strength required for separator. Furthermore, when the amount is within the range of 1 00 to 2,000 parts by weight,

the resulting separator can have lower electrical resistance and better mechanical strength.

[0038] When the amount of the component (D) is 1 0,000 parts by weight or less, the resulting separator can have

good mechanical strength required for separator.

[0039] The fuel cell separator of the present invention can be produced according to the production process of the

present invention, that is, by mixing the components (A) to (D) to prepare an electroconductive resin composition and

molding the composition into a separator shape.

[0040] Specifically, first, the components (A) to (D) are mixed in the above-mentioned amount ratio to prepare an

electroconductive resin composition. Preferably, the components (A) to (D) are mert-kneaded. For example, they are

melt-kneaded at a temperature of 200 to 400°C using a Banbury mixer, a rubber roll, a kneader, a single- or double-

screw extruder or the like, whereby an electroconductive resin composition can be obtained.

[0041] Prior to the above melt-kneading, known mixing by stirring rod, ball mill, sample mixer, static mixer, ribbon

blender or the like may be conducted in order to improve the dispersion of the liquid crystal polyester resin and the elec-

troconductive carbon powder.

[0042] The electroconductive resin composition obtained in a molten state may be molded into a separator shape,

as it is. As necessary, the resin composition may be converted into pellets; further, the pellets may be dried by a known

method such as fluidized bed drying, hot air circulation drying, vacuum drying, vacuum fluidized bed drying or the like.

[0043] Lastly, the electroconductive resin composition is shaped into a desired separator shape for solid polymer

type fuel cell. This molding can be carried out by one method or a combination of two or more methods, selected from

known methods including injection molding, compression molding, injection-compression molding, transfer molding,

extrusion molding, isostatic molding, belt pressing, press molding, roll molding, etc. Of these, injection molding is

advantageous for mass production.

[0044] The shape of the separator is ordinarily a sheet having at least one gas passage of large total length and

curved complicated pattern and at least one perforation called manifolds, because such a sheet can separate a fuel

electrode and an oxidizing agent electrode and can efficiently diffuse a fuel and an oxidizing agent in a fuel cell. Inci-

dentally, in some of the separators, only one of the gas passage and manifold is formed and the other is not formed.

[0045] The thus-obtained separator for solid polymer type fuel cell is assembled into a fuel cell of the present inven-

tion. The assembling is made, for example, as follows and the assembled fuel cell is operated, for example, as follows.

[0046] That is, a fuel electrode and an oxidizing agent electrode are adhered to the two sides of an electrolyte layer

(which is a solid polymer electrolyte membrane) to form a fuel cell; to the fuel electrode side of the fuel cell is adhered

a separator of the present invention having a plurality of passages for fuel gas and manifolds; to the oxidizing agent

electrode side of the fuel cell is adhered a separator of the resent invention having a plurality of passages for oxidizing

agent gas and manifolds; thereby, a single cell is assembled. A plurality of such single cells are laminated in series; a

fastening sheet is provided at each end of the laminate via an insulating sh et; th resulting material is pressurized and

kept in that state; a fuel gas is fed into the fuel electrode and an oxidizing agent gas is fed into the oxidizing agent elec-

8
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trode; thus, power-generating operation is conducted to obtain a direct current

[0047] The present invention is described in more detail beiow by way of Examples. However, the present invention

is not restricted to these Examples.

5 [Examples 1 to 3 and Comparative Examples 1 and 2]

[0048] 590 g of 4,4'-dicyclohexylmetane diisocyanate, 62.6 g of cyclohexyl isocyanate and 6. 12 g of a carbodiimidi-

zation catalyst (3-methyl-1-phenyl-2-phosphorene-1 -oxide) were reacted at 180°C for 48 hours to obtain a (4,4'-dicy-

clohexylmethane)polycarbodiimide (average polymerization degree = 100 or less).

10 [0049] An LCP (a wholly aromatic thermoplastic polyester having a heat deformation temperature of 240°C at 1 8.6

kg/mm2 , each LCP appearing later is the same as this LCP), the above-obtained (4,4*-cficyclohexylmethane)polycarbo-

diimide (abbreviated as PCD in Table 1), an electroconductive carbon powder (abbreviated as C in Table 1) and a filler

(abbreviated as FR in Table 1) were melt-kneaded in proportions shown in Table 1, using a double-screw extruder to

prepare a master batch. This master batch was subjected to injection molding using an injecting molding machine to

is produce multipurpose dumbbells (1 0 mm in width, 4 mm in thickness and 1 00 mm in length) specified by JIS K 713, for

use as test pieces.

[0050] Each test piece was measured for properties by the following test methods.

Bending strength

20

[0051] Measured using a multipurpose tester, Model 5544 produced by Instron, at a chuck-to-chuck distance of 50

mm at a test speed of 0.5 mm/min.

Resistivity

25

[0052] Measured by a four-probe method, using £-1 0 produced by Nakamura Seimitsu.

Table 1

LCP (parts by

weight)

PCD (parts by

weight)

C (parts by

weight)

FR (parts by

weight)

ResisTivity

(milcm)

Bending

Strength

(kgf/cm2)

Ex.1 100 2 100 13.7 4.68

Ex.2 100 2 900 4.3 4.52

Ex.3 100 2 900 100 4.0 6.95

Comp. Ex. 1 100 400 18.9 4.23

Comp. Ex. 2 100 900 5.5 4.35

[Example 4]

[0053] The test piece produced in Example 1 was treated in a hot water of 1 20°C for 200 hours and then measured

45 for bending strength and resistivity. The result is shown in Table 2.

[Comparative Example 3]

[0054] The test piece produced in Comparative Example 1 was subjected to the same operation as in Example 4.

so The result is shown in Table 2.

Table 2

Bending strength

(kgf/cm2)

Resistivity (milcm)

Example 4 4.68 13.7

9
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Tabl 2 (continued)

Bending strength

(kgf/cm
2
)

Resistivity (milcm)

Comparative Example 3 2.50 40.5

[Examples 5 to 7]

[0055] An LCR a (4,4'-dicyclohexylmethane)polycarbodiimide, an electroconductive carbon powder and a filler

were melt-kneaded in proportions shown in Example 1 , 2 or 3, using a double-screw extruder to prepare a master

batch. This master batch was molded into a fuel cell separator of 1 00 mm x 1 00 mm x 2 mm (thickness), using an injec-

tion molding machine. The fuel cell separator was measured for moldability and density.

[0056] Using the above fuel cell separator, a solid polymer type fuel cell was assembled. The fuel cell was sub-

jected to a 200-hour power-generating test, in which the voltage after 200 hours was measured and a voltage reduction

(%) relative to the initial voltage was calculated. As a result, both the separator and the fuel cell assembled therewith

showed superior properties as seen in Table 3.

[Comparative Examples 4 and 5]

[0057] An LCP and an electroconductive carbon powder were melt-kneaded in proportions shown in Comparative

Example 1 or 2, using a double-screw extruder to prepare a master batch. This master batch was molded into a fuel cell

separator of 100 mm x 100 mm x 2 mm (thickness), using an injection molding machine. The fuel cell separator was

measured for moldability and density.

[0058] Using the above fuel cell separator, a solid polymer type fuel cell was assembled. The fuel cell was sub-

jected to a 200-hour power-generating test, in which the vottage after 200 hours was measured and a voltage reduction

(%) relative to the initial voltage was calculated. As a result, both the separator and the fuel cell assembled therewith

showed inferior properties as seen in Table 3.

Table 3

Example 5 Example 6 Example 7 Comparative

Example 4

Comparative

Example 5

Resin composition Example 1 Example 2 Example 3 Comparative

Example 1

Comparative

Example 2

Separator Density (g/cm3) 1.84 1.80 1.80 1.60 1.55

Gas permeabil-

ity

(ml/m2.day.atm)

6 15 17 1000 2000

Fuel cell Voltage reduc-

tion after 200

hours (%)

100 99 99 60 50

Moldability of Separator (exterior) Good Good Good Bad Bad

[0059] As is clear from the above Examples and Comparative Examples, the fuel cell separator using the electro-

conductive resin composition of the present invention, which contains a carbodiimide compound, exhibits excellent high

temperature resistance and hydrolysis resistance even underthe fuel cell operating condition of wet atmosphere of high

temperature to 120°C, and the fuel cell produced with the separator can show stable operation and improved durability.

[0060] Further, the electroconductive resin composition of the present invention, which contains a liquid crystal pol-

yester resin as a main resin component, can be subjected to injection molding when produced into a fuel cell separator

(it allows mass production of fuel cell separator), which can reduce the production cost of fuel cell separator and

improve the productivity of fuel cell separator.

Claims

1 . An electroconductive resin composition comprising:

10
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(A) a liquid crystal polyester resin capabl of forming an anisotropic melt phase, in an amount of 1 00 parts by

weight,

(B) a carbodiimide compound in an amount of 0.01 to 30 parts by weight,

(C) an electroconductive carbon powder in an amount of 50 to 3,000 parts by weight, and

5 (D) a filler in an amount of 0 to 1 0,000 parts by weight

2. A fuel cell separator made of an electroconductive resin composition set forth in Claim 1

.

3. A process for producing a fuel cell separator, which comprises molding a electroconductive resin composition set

w forth in Claim 1 , into a separator shape.

4. A solid polymer type fuel cell using a fuel cell separator set forth in Claim 2.
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